Source of material
Diels-Alder reactions using furans as diene partners represent a powerful methodology for the construction of variously polyoxygenated 6-membered rings [1] [2] [3] [4] [5] [6] [7] [8] . Thus, cycloaddition under high pressure of 2-(/m-butyldimethylsilyloxy)-5-methylfurane to 4-methoxycyclopentenone afforded a mixture of two diastereoisomers. Both compounds were isolated after hydrogenation of the bicyclo[2.2.1] heptene system. Assignment of the relative stereochemistry of the major title compound by 'h NMR spectroscopy showed that the cycloaddition took place with an unusual regioselectivity. In this context, we wanted to confirm unambiguously the structure of the major diastereoisomer.
Discussion
The five-membered ring adopted a puckered envelope conformation with C2 at the flap: the endocyclic torsion angles are: -2, -18, 30, -32 and 21°. The silicon atom is eclipsed with the epoxy bridge with Z08-C4-09-Sil0 = -24°. The methoxy oxygen is located in two distinct positions at 0.5 Ä of each other but the orientation of the substituent is roughly the same. 
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